® 



Europaisches Patentamt 
European Patent Office 
Office europten des brevets 




(11) Publication number: 0 636 593 A2 



EUROPEAN PATENT APPLICATION 



@ Application number : 94305547.5 
@ Date of filing : 27.07.94 



@ inL Ci.^ C04B 35/486, H01L 41/04, 
G01L9/00 



(30) Priority: 27.07.93 JP 184731/93 

27.12.93 JP 332419/93 

29.06.94 JP 147832/94 



@ Date of publication of application ; 
01.02.95 Bulletin 95/05 



^ Designated Contracting States : 
DE FR GB IT 



@ Applicant : NGK INSULATORS, LTD. 
2-56, Suda-cho, Mizulio-ku 
Nagoya City AichI Pref. (JP) 

@ Inventor : Takeuchi, Yukihisa, c/o NGK 
Insulators, Ltd 
2-56 Suda-cho, 
Mizuho-ku 

Nagoya-shi, Aichi-ken (JP) 



Inventor : Masumori, Hideo, c/o NGK 
Insulators. Ltd. 
2-56 Suda-cho, 
MIzuho-ku 

Nagoya-shi, Aichi-ken (JP) 

Inventor : TakeuchI, Katsuyuki, c/o NGK 

Insulators, Ltd. 

2-56 Suda-cho, 

Mizuho-ku 

Nagoya-shI, Alchl-ken (JP) 

Inventor : NanatakI, Tsutomu, do NGK 

Insulators, Ltd. 

2-56 Suda-cho, 

Mizuho-ku 

Nagoya-shi, Alchl-ken (JP) 

(g) Representative : Paget, Hugh Charles Edward 
et al 

MEWBURN ELUS 

York House 

23 Kingsway 

London WC2B 6HP (GB) 



@ Zirconla diaphragm structure, method of producing the same, and pizeoelectric/electro-strictlve film 
element having the zirconia diaphragm structure. 



@ A zirconia diaphragm structure, and a method of producing such stmcture. The zirconia diaphragm 
structure includes a zirconia substrate having at least one window, and a zirconia diaphragm plate 
formed integrally with the zirconia substrate so as to close each window, the zirconia substrate 
comprising a zirconia material as a major component, and containing 0.1-3.0% by weight of alumina, 
0.1-3.0% by weight of silica, 0.1-5.0% by weight of alumina and silica, 0.1-5.0% by weight of alumina and 
magnesia, or 0.1-5.0% by weight of alumina, silica and magnesia. 
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BACKGROUND OF THE INVENTION 

Field of the Invention 

5 The present invention relates to a zlrconla diaphragm structure, a method of producing the same, and a 

piezoelectric/electrostrictlve element including the zirconia diaphragm structure. In particular, the invention is 
concerned with such a diaphragm structure having a thin zirconia diaphragm that is free of budding, cracks 
and other defects, and a method of producing the diaphragm structure, and is also concerned with a high- 
quality piezoelectric/electrostricth^e f llm element including such a zirconia diaphragm structure. 

10 

Discussion of Related Art 

A diaphragm structure having a substrate or base with at least one window or opening formed there- 
through, and a thin diaphragm plate formed of a flexible material so as to close the window or windows, has 

15 been widely used for various kinds of sensors. In recent years, this diaphragm structure has been Increasingly 
used for piezoelectric/electrostrictlve actuators. When the diaphragm structure is used as a component of a 
sensor, the sensor has appropriate means for detecting the amount of bending or f lexural displacement of a 
diaphragm of the diaphragm structure, which displacement is caused by an object (e.g., voltage) to be meas- 
ured by the sensor. When the diaphragm structure is used as a component of a piezoelectric/electrostrictlve 

20 actuator, the diaphragm of the diaphragm structure is deformed or deflected by a piezoelectric/electrostricthfe 
element formed on the diaphragm. For example, the actuator utilizes a change in the pressure in a pressure 
chamber formed within the diaphragm structure. 

The diaphragm structure as described above may be produced by forming an integral body consisting of 
the substrate serving as a base or support and a film member which is supported by the substrate and which 

25 provides the diaphragm. For improved operating reliability, and increased heat resistance and corrosion re- 
sistance, the diaphragm structure is desirably formed as a fired integral ceramic body, as proposed in U.S. 
Pat. No. 4,894.635 (corresponding to JP-A-63-292032) owned by the assignee of the present application, and 
co-pending European Patent Application No. 92306517.1 (corresponding to JP-A-5-29675) assigned to the 
present assignee. These publications disclose a piezoelectric/electrostrictlve film element in the form of a fired 

30 integral body of a ceramic material, which is used for a pressure sensor and a piezoelectric/electrostrictlve 
actuator. 

The integral ceramic diaphragm structure as described above is generally formed by laminating a ceramic 
green substrate having a window with a thin ceramic green sheet for dosing the window, to thus form an integral 
green laminar ceramic body having a diaphragm portion which closes the window at one of the opposite open 
35 ends of the window. The green laminar ceramic body is then fired into the integral diaphragm structure. The 
inventors of the present invention found that the thus prepared diaphragm structure tends to suffer from buck- 
ling or cracking at the diaphragm portion. The buckling and cracking at the diaphragm portion are detrimental 
to the Intended f unctfon or operation of the diaphragm, resulting In reduced operating reliability. 

40 SUMRAARY OF THE INVENTION 

It Is therefore a first object of the present invention to provide a zirconia diaphragm structure which is free 
from buckling, cracking and other physical defects at its diaphragm portion and which assures Improved op- 
erating reliability, or suffers less from such defects. 
45 It is a second object of the present invention to provide a method suitable for producing such a diaphragm 

structure. 

It is a third object of the invention to provide a piezoelectric/electrostrictive film element using the dia- 
phragm structure as described above, in particular, a piezoelectric/electrostrictive film element having an ex- 
cellent quality. 

so In one aspect, the present invention provides a zirconia diaphragm structure comprising: a zirconia sub- 

strate having at least one window and containing 0.1-3.0% by weight of alumina, 0.1-3.0% by weight of silica. 
0.1-5.0% by weight of alumina and silica, 0.1-5.0% by weight of alumina and magnesia, or 0.1-5.0% by weight 
of alumina, silica and magnesia; and a zireonia diaphragm plate formed integrally with the zirconia substrate 
so as to dose each window of the zirconia substrate, at an open end of each window. The diaphragm plate 

55 includes at least one diaphragm portion which corresponds to the at least one window of the zirconia substrate. 

In another aspect the present invention provides a zirconia diaphragm structure comprising a zirconia sub- 
strate having at least one window, and a zirconia diaphragm plate fonmed integrally with the zirconia substrate 
so as to close each of the at least one window at an open end of the each window, the zirconia diaphragm 
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structure being produced by a method comprising the steps of: preparing a zirconia green substrate having 
at least one window and containing a source material which gives, after firing of the zirconia green substrate, 
0.1-3.0% by weight of alumina, 0.1-3.0% by weight of silica, 0.1-5.0% by weight of alumina and silica, 0.1-5.0% 
by weight of alumina and magnesia, or 0.1-5.0% by weight of alumina, silica and magnesia; forming a zirconia 
5 green sheet on the zirconia green substrate, to provide an integral green laminar structure in which the at least 
one window of the zirconia green substrate is closed by the zirconia green sheet; and firing the integral green 
laminar structure into an integral sintered body in the form of the zirconia diaphragm structure wherein the 
zirconia diaphragm plate formed by firing of the zirconia green sheet provides at least one diaphragm portion 
which closes the at least one window of the zirconia substrate formed by firing of the zirconia green substrate. 
10 In the zirconia diaphragm structure constructed or produced as described above according to the present 

invention, the diaphragm portion or portions closing the window or windows of the substrate can be free from 
buckling, cracking and other defects. Thus, the present diaphragm structure has improved quality and en- 
hanced operating reliability. 

In one preferred form of the invention, the zirconia substrate and zirconia diaphragm plate are principally 
15 formed of partially stabilized zirconia or a material which is fired into partially stabilized zirconia. In this instance, 
the fired zirconia substrate and the thin diaphragm plate exhibit high physical or mechanical strength, and high 
degrees of heat resistance and corrosion resistance, and the diaphragm plate can be made sufficiently thin, 
exhibiting high flexibility. Thus, the present diaphragm structure has a wide range of applications. 

According to a further aspect, the present invention provides a method of producing a zirconia diaphragm 
20 structure comprising a zirconia substrate having at least one window, and a zirconia diaphragm plate closing 
each of the at least one window at an open end of the each window, the method comprising the steps of: (a) 
preparing a zirconia green sut>strate having at least one window and containing a source material which gives, 
after firing of the green substrate, 0.1-3.0% by weight of alumina. 0.1-3.0% by weight of silica, 0.1-5.0% by 
weight of alumina and silica, 0.1-5.0% by weight of alumina and magnesia, orO.1-5.0% by weight of alumina, 
25 silica and magnesia; (b) preparing a zirconia green sheet; (c) laminating the zirconia green sheet on the zirconia 
green substrate, to provide an integral green laminar structure in which the at least one window of the zirconia 
green substrate is closed by the zirconia green sheet; and (d) firing the integral green laminar structure into 
an integral sintered body in the form of the zirconia diaphragm structure wherein the zirconia diaphragm plate 
formed by firing the zirconia green sheet provides at least one diaphragm portion which doses the at least 
30 one window of the zirconia substrate formed by firing the zirconia green substrate. 

The zirconia green sheet and zirconia green substrate may be formed of a zirconia material which com- 
prises partially stabilized zirconia or which is fired into partially stabilized zirconia. Preferably, the zirconia ma- 
terial for the zirconia green sheet has an average particle size which is smaller than that of the second zirconia 
material for the zirconia green substrate. For example, the zirconia material for the zirconia green sheet pre- 
ss ferably has an average particle size of 0.05-0.5^m, and the zirconia material for the zirconia green substrate 
preferably has an average particle size of 0.1-1 .Ojim. The thickness of the zirconia green sheet may be deter- 
mined so that the above- indicated at least one diaphragm portion has a thickness of not larger than 30^m. 

According to a still further aspect the present inventton provides a piezoelectric/el ectrostrictive film ele- 
ment comprising a zirconia diaphragm structure and at least one piezoelectric/electrostrictive unit formed on 
40 the zirconia diaphragm structure, the zirconia diaphragm structure including a zirconia sut)strate having at 
least one window, and a zirconia diaphragm plate formed integrally with the zirconia substrate so as to dose 
each of the at least one window at an open end of the each window, each of the at least one piezoelectric/elec- 
trostrictive unit induding a lower and an upper electrode and a piezoelectric/electrostrictive layer interposed 
between the lower and upper electrodes, the piezoelectric/ electrostrictive element being produced by a meth- 
45 od comprising the steps of: (a) preparing a zirconia green substrate having at least one window and containing 
a source material which gives, after firing of the zirconia green substrate, 0.1 -3.0% by weight of alumina. 0.1 - 
3.0% by weight of silica, 0.1-5.0% by weight of alumina and silica, 0.1-5.0% by weight of alumina and magnesia, 
or 0.1-5.0% by weight of alumina, silica and magnesia; (b) forming a zirconia green sheet on the zirconia green 
substrate, to provide an integral green laminar structure in which the at least one window of the zirconia green 
50 substrate is closed by the zirconia green sheet; (c) firing the integral green laminar structure into an integral 
sintered body in the form of the zirconia diaphragm structure wherein the zirconia diaphragm plate formed by 
firing of the zirconia green sheet provides at least one diaphragm portion which doses the at least one window 
of the zirconia substrate formed by firing of the zirconia green substrate; and (d) forming, by a filnvformlng 
method, the at least one piezoelectric/electrostrictive unit on an outer sur^ce of each of the at least one dia- 
55 phragm portion of the zirconia diaphragm plate of the zirconia diaphragm structure. 

In the thus constructed piezoelectric/electrostrictive film element, the zirconia substrate and zirconia dia- 
phragm plate of the diaphragm structure are preferably formed principally of partially stabilized zirconia or a 
material which is fired into partially stabilized zirconia. 

3 
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Since the diaphragm structure of the above>described piezoelectric/electrostrictive film element can be 
free from buckling and cracking at the diaphragm portion or portions, the film element has significantly inv 
proved operating reliability, and can therefore be advantageously used for various actuators, display devices, 
sensors, microphones, sounding bodies (such as loudspeakers), and various resonators or oscillators for pow- 
5 er devices and communication devk:es. 

BRIEF DESCRIPTION OF THE DRAWINGS 

The above and optional objects, features and advantages of the present invention will be better understood 
10 by reading the following detailed description of a presently preferred embodiment of the invention, when con- 
sidered in connection with the accompanying drawings, in which: 

Fig. 1 is a cross sectional view showing one embodiment of a zirconla diaphragm structure of the present 

invention; 

Fig. 2 is a bottom plan view of the diaphragm structure of Fig. 1; 
15 Fig. 3 Is a perspective view illustrating a step in the process of producing the diaphragm structure of in 

Fig. 1; 

Fig. 4 is a cross sectional view showing an example of a piezoelectric/electrostrictive film element using 
the zirconia diaphragm structure of the present invention; and 

Fig. 5 Is an exploded perspective view of the piezoelectric/electrostrictive film element of Fig. 4. 

20 

DETAILED DESCRIPTION OF THE PREFERRED EMBODIMENT 

As described above, the zirconia diaphragm structure is formed by firing an integral laminar structure con- 
sisting of a zirconia green substrate which provides a zirconia substrate or base having a window or windows, 

25 and a thin zirconia green sheet whose inner part serves as a diaphragm portbn that closes one of opposite 
open ends of each window of the substrate. According to the present invention, a particular substance(s) or 
material(s) is/are added to the zirconia green substrate, which is then fired integrally with the thin zirconia green 
sheet, so as to provide the zirconia diaphragm structure which is free from buckling and/or cracks that would 
otherwise occur In the diaphragm portion. Referring to Figs. 1 and 2. there will be described in detail an example 

30 of the diaphragm structure constructed according to the principle of the present invention. This embodiment 
has one window formed through the thickness of the zirconia substrate. 

As shown in Figs. 1 and 2, an integrally formed diaphragm structure 2 consists of a zirconia substrate or 
base 4 which has a rectangular window or opening 6 of a suitable size, and a thin zirconia diaphragm plate 8 
which IS superposed on one of opposite major surfaces of the zirconia substrate 4, so as to dose one of the 

35 opposite open ends of the window 6. The thus formed diaphragm structure 2 has an inner diaphragm portion 
10 which is aligned with the window 6 of the zirconia substrate 4, as viewed in the plane of the structure 2. To 
produce this diaphragm structure 2. a thin zirconia green sheet 12 which gives the zirconia diaphragm plate 
8 is superposed on a zirconia green substrate 14 which gives the zirconia substrate 4. as shown in Fig. 3, there- 
by to form an integral green laminar structure, which is then fired into the integral diaphragm structure 2. The 

40 zirconia green sheet 12 and/or the zirconia green substrate 14 may be formed by laminating a plurality of sheets 
or substrates having a smaller thickness value. It is to be understood that the shape of the window 6 of the 
diaphragm structure 2, in other words, the shape of the diaphragm portion 10 is by no means limited to the 
rectangular shape as in the present emt>odiment, but may be suitably selected depending upon the application 
of the diaphragm structure 2. For example, the diaphragm portion 10 may have a circular, polygonal or elliptical 

45 shape, or a combination of such different shapes. 

The zirconia green sheet 1 2 and zirconia green substrate 14 which cooperate to give the present diaphragm 
structure 2 may both be formed of a known zirconia material. The use of zirconia is advantageous since the 
obtained diaphragm structure 2 exhibits high degrees of physical strength, heat resistance and corrosion re- 
sistance, and the diaphragm portion 1 0 can be formed with a sufficiently small thickness and shows high flex- 
so ibility. These properties may be further enhanced when the green sheet 12 and green substrate 14 are formed 
of partially stabilized zirconia whose crystal phase is partially stabilized by a suitable compound, or formed of 
a material that is fired into a partially stabilized zirconia. 

The known term "partially stabilized zirconia" used herein means zirconia the crystal phase of which is 
partially stabilized by addition of a single compound or a mixture of compounds. Only a part of the zirconia 

55 undergoes phase transformation when the zirconia is subject to heat, stress or the like. The compound or com- 
pounds for partially stabilizing zirconia may be selected from yttrium oxide, cerium oxide, magnesium oxide, 
calcium oxide and others. The amount of addition of these compounds is preferably determined such that (a) 
yttrium oxide amounts to 2-7 mole % of the material for the green sheet or substrate, (b) cerium oxide amounts 
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to 6-15 mole % of the green sheet or substrate material, and (c) magnesium oxide or calcium oxide amounts 
to 5-12 mole % of the green sheet or substrate material. Among these compounds, it is particularly preferable 
to use yttrium oxide as a partially stabilizing agent in an amount of 2-7 mole %, more preferably in an amount 
of 2-4 mole %. By the addition of yttrium In an amount in the above range, the primary crystal phase of the 

5 zirconia is partially stabilized to provide the tetragonal system or a combination of two or three systems se- 
lected from the cubic, tetragonal and monodinic systems, The zirconia thus partially stabilized assures excel- 
lent characteristics of the resultant diaphragm structure. While it Is desirable that the diaphragm plate 8 of the 
diaphragm structure 2 is formed entirely of the partially stabilized zirconia, not more than 10% by weight of 
an additive or a sintering aid may be added as needed to the zirconia material for the diaphragm plate 8. Like- 
to wise, the zirconia material for the zirconia substrate 4 may contain such additive or aid, to the extent that the 
additive does not reduce the above-described effects or advantages of the partially stabilized zirconia used. 

It is desirable that the partially stabilized zirconia material or the material that Is fired to give the partially 
stabilized zirconia, for forming the zirconia green sheet 12 and zirconia green substrate 14, has a suitably se- 
lected grain size so as to achieve the object of the present invention. Explained more specifically, the zirconia 

IS green sheet 12 is desirably formed of a partially stabilized zirconia material or a material giving partially sta- 
bilized zirconia by firing thereof, which has this average particle size of 0.05-0.5 jim, preferably, 0.1-0.3 urn. 
The zirconia green substrate 14 is desirably formed of a partially stabilized zirconia material or a material giving 
partially stabilized zirconia by firing thereof, which has the average particle size of 0.1-1 .0 ^m, preferably, 0.3- 
0.6 ^m. Preferably, the average particle size of the material for the zirconia green sheet 12 is determined to 

20 be smaller than that of the material for the zirconia green substrate 14. 

By suitably selecting the average particle sizes of the respective materials for the zirconia green sheet 12 
and zirconia green substrate 14 as described above, these green sheet and substrate 12, 14 can be favorably 
fired into an integral structure, without budding or cracking taking place in the inner diaphragm portion 10, to 
thus provide the diaphragm structure 2 having excellent properties, such as increased strength of the dia- 

25 phragm portk)n 10. If the average particle size of the partially stabilized zirconia material or the material that 
is fired to give the partially stabilized zirconia is smaller than the lower limits specified above, it may be difficult 
to form the green sheet 1 2 and green substrate 1 4 without cracking of the sheets 1 2, 1 4 due to increased chron- 
ological changes of slurries used to form the sheets. As a result, the obtained diaphragm structure 2, when 
used for sensors or actuators,may suffer from undesirably low operating stability. If the average partide size 

30 of the materials for the zirconia green sheet 12 and green substrate 14 Is larger than the upper limits specified 
above, the substrate 4 and diaphragm portion 10 of the obtained diaphragm structure 2 may have reduced 
strength, and may suffer from buckling, cracking and other defects. 

The zirconia green sheet 1 2 and zirconia green substrate 1 4 having suitable thickness are formed In a man- 
ner known in the art. by adding a suitable binder or organic solvent to the respective zirconia materials for the 

35 green sheet and substrate 12, 14 so as to form slurries or pastes. According to the present invention, the zir- 
conia material for the zirconia green substrate 14 contains one of the following source materials for additional 
components: an alumina source material; a silica source material; an alumina and silica source material; an 
alumina and magnesia source material; and alumina, silica and magnesia source material. 
The alumina source material gives 0.1-3.0% by weight of alumina to the fired zirconia substrate 4 (formed by 

40 firing the green substrate 14 containing the alumina source material). Similarly, the silica source material gives 
0.1-3.0% by weight of silica to the fired zirconia substrate 4. The alumina'and silica source material ghres 0.1- 
5.0% by weight of alumina and silica to the fired zirconia substrate 4, while the alumina and magnesia source 
material gives 0.1-5.0% by weight of alumina and magnesia to the fired zirconia substrate 4. Further, the alu- 
mina, silica and magnesia source material gh^es 0.1-5.0% by weight of alumina, silica and magnesia to the 

45 fired zirconia substrate 4. The use of the zirconia green substrate 14 containing one of the above-indicated 
source materials is advantageous since the firing of the integral green laminar structure consisting of the zir- 
conia green sheet 12 and green sut>strate 14 can be effected such that the sintering condition (sintering speed) 
and sintering characteristics of the green sheet 12 are approximated or made similar to those of the green sub- 
strate 14, so as to effectively avoid buckling and cracking at the diaphragm portion 10 of the thus obtained 

so diaphragm structure 2. 

The amount of addition of the source materials (alumina source material, silica source material, alumina 
and silica source material, alumina and magnesia source material, and alumina, silica and magnesia source 
material) to the zirconia green substrate 1 4 should be sufficient to assure the above-described effects offered 
by the additton of such source material. If the content of the source material in the zirconia green substrate 14 

55 is excessive, however, the sintering speed of the zirconia green substrate 14 is adversely influenced, with a 
result of wrinkling, buckling and other defects occurring in the diaphragm portion 10. Accordingly, the amount 
of the source material contained in the zirconia green substrate 14 should be controlled so that the zirconia 
substrate 4 formed by firing the green substrate 14 contains: an alumina component in an amount within the 
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range of 0.1-3.0% by weight, preferably 0.3-1.0% by weight, if the alumina source material is used; a silica 
component in an amount within a range of 0.1-3.0% by weight, preferably 0.3-1.0% by weight, if the silica 
source material is used; alumina and silica components in a total amount within a range of 0.1-5.0% by weight, 
preferably 0.3-2.0% by weight, if the alumina and silica source material is used; alumina and magnesia conv 

5 ponents in a total amount within a range of 0.1-5.0% by weight, preferably 0.5-3.0% by weight, if the alumina 
and magnesia source material is used; or alumina, silica and magnesia components in a total amount within 
a range of 0.1-5.0% by weight, preferably 0.3-3.0% by weight, if the alumina, silica and magnesia source ma- 
terial is used. If the alumina and silica source material, alumina and magnesia source material or alumina, silica 
and magnesia source material is used, it is desirable that the content of alumina or magnesia be at least 1%, 

10 preferably at least 1 0% of the total content of the components given by the source material. To ef fectivefy avoid 
the buclcling and cracking of the diaphragm structure 2, it is preferable to use the source material which gives 
(alumina + magnesia), (alumina + silica + magnesia), (alumina + silica) or alumina. In other words, it is desirable 
to use one of the above-indicated source materials other than the silica source material. It Is more preferable 
to use the alumina and magnesia source material, or the alumina, silica and magnesia source material. When 

15 the diaphragm structure is used for a piezoefectric/electrostrictive film element, the alumina source material 
or the alumina and magnesia source material is preferably used to assure better piezoelectric properties of 
the element 

Among the source materials indicated above, the alumina source material may be selected from among: 
alumina; inorganic aluminum compounds such as aluminum chloride and aluminum nitrate; organic aluminum 

20 compounds such as aluminum alkoxide and aluminum acetylacetonate. The silica source material may be se- 
lected from among: silica powder; inorganic silicon compounds such as silica gel, silicon chloride; organic sil- 
icon compounds such as silicon alkoxide and silicon phenoxide. The alumina and silica source material may 
be selected from among: alumina + silica powder; clays such as kaolin and kibushi clay; and mullite. The mag- 
nesia component given by the alumina and magnesia source material or the alumina, silica and magnesia 

25 source material is preferably added in the form of compounds other than oxkies, since magnesium oxides have 
undesirably high hygroscopic property. In this case, the magnesia component can be mbced with the other conrv 
ponents with improved efficiency and uniformity. For example, MgCl2 is dissolved in an aqueous solution and 
praclpitated, and then added to the zirconia material, or coprecipitated with zirconium salt for addition to the 
zirconia material. Alternatively, the magnesia component can be effectively added with other components, in 

30 the form of spinel (MgAl204) or cordierite. 

To form the zirconia green sheet 12 and zirconia green substrate 14 used to produce the present zirconia 
diaphragm structure 2, green sheets are first formed by a generally used machine, such as a doctor blade 
machine or a reverse roll coater, using slurries or pastes which are prepared from the above- indicated materials 
by an ordinary method. If necessary, a plurality of thin green sheets may be laminated or stacked together, or 

35 initially prepared green sheets may be cut, machined, punched or otherwise processed, to provide the green 
sheet and substrate 12, 14 having desired thicknesses and shapes. In preparing the slurries or pastes for the 
green sheets, phthallc esters such as dioctyl phthalate and dibutyl phthalate may be used as a plasticizer. and 
a dispersing agent such as sorbitan mono-oleate and sorbitan laurate may be used, as well known in the art. 
Further, the slurries or pastes include a solvent, such as toluene, xylene or alcohol. The thickness values of 

40 the thus obtained zirconia green sheet 12 and zirconia green substrate 14 are suitably determined depending 
upon desired thickness values of the zirconia diaphragm plate 8 and zirconia substrate 4 of the diaphragm 
structure 2. More specifically, the thickness of the diaphragm portion 10 as part of the diaphragm plate 8 is 
desirably held in a range of 1 pm to 30 \xm, preferably in a range of 3pm to 15^m, so as to effectively prevent 
buckling, cracking or the like In the diaphragm portion 10. Therefore, the thickness of the zirconia green sheet 

45 1 2 is determined so that the thickness of the diaphragm plate 8 does not exceed 30pm. The thickness of the 
zirconia green substrate 14 is detenmined so that the zirconia substrate 4 obtained by firing the green substrate 
14 preferably has a thickness of at least 50pm, preferably at least 100pm. 

The thus prepared zirconia green sheet 12 and zirconia green substrate 14 are superposed on each other 
by an ordinary method, and stacked together into an integral green laminar structure by means of thermo-com- 

50 pression bonding, for example. Thereafter, the laminar structure is fired at a temperature of about 1200- 
1600*»C. preferably 1300-1 500*C, to form the diaphragm structure 2 in the form of an integral sintered body. 
The firing of the green laminar structure is effected under substantially the conditions (including the firing tem- 
perature) as conventionally employed for firing zirconia materials. 

The zirconia diaphragm structure 2 thus obtained according to the present invention is free from buckling, 

55 cracking and other defects at the diaphragm portion 1 0 thereof, assuring excellent quality and high operating 
reliability, and can be thus advantageously used for various applications, such as sensors and actuators. Fur- 
ther, the present zirconia diaphragm structure 2 can make use of advantageous properties of zirconia, that is, 
high mechanical strength, high degrees of heat resistance and conrosion resistance, and high flexibility when 
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used with small thickness. Therefore, the zirconia diaphragm structure 2 can be favorably used as a part of a 
device, a conduit or the like which requires high corrosion resistance, together with various detecting means 
such as a strain gauge, so as to provide a conrosk>n-resistant pressure sensor adapted to monitor the internal 
pressure or other parameter of the device or conduit The present diaphragm structure 2 can also be used with 

5 a suitable driving source, such as air pressure or a push rod, to provide an actuator which provides a relatively 
targe amount of displacement at a relatively low frequency. 

In particular, the zirconia diaphragm structure of the present invention can be advantageously used for a 
piezoelectric/electrostrictive film device, in which a piezoeiectric/electrostrictive unit is fomned on one of op- 
posite major surfaces of the diaphragm portion of the diaphragm structure. Described more particularly, the 

10 present diaphragm structure can be favorably used display devices, and for various uni-morph, bi-morph or 
other types of piezoelectric/electrostrictive actuators which undergo displacement In the form of bending, de- 
flection orflexture. Such piezoelectric/electrostrictive actuators include, for example, servo-displacement ele- 
ments, pulse-driven motors and ultrasonic motors, as described In "FUNDAMENTALS TO APPLICATIONS OF 
PIEZOELECTRIC/ ELECTROSTRICTIVE ACTUATORS". Kenji Uchino, Japan Industrial Technology Center. 

15 The present diaphragm structure can be used also for acceleratton sensors, shock sensors, microphones, 
sounding bodies (such as loudspeakers) and various resonators or vibrators. Fig. 4 schematically shows one 
example of the piezoelectric/ electrostrictive film element 20, which uses one embodiment of the zirconia dia- 
phragm structure of the present invention, and Fig. 5 is an exploded perspective view of this film element 20. 
The element 20 has a diaphragm structure 22 to which there are integrally bonded a plurality of plezoelec- 

20 tric/electrostrictive u nits 24. Each unit 24 is formed on respective portions of the outer surface of the diaphragm 
portion of the diaphragm structure 22. The piezoelectric/electrostrictive units 24 are adapted to cause deflec- 
tion or deformation of the corresponding parts of the diaphragm portion of the diaphragm structure 22, upon 
application of a voltage to the units 24. 

Described in detail, the diaphragm structure 22 constructed according to the present invention has a lanrv 

25 inar structure which consists of a thin closure plate 26 and a thin connecting plate 28 each formed of a zirconia 
material, and a spacer plate 30 formed of a zirconia material and interposed between the closure and connect- 
ing plates 26, 28. The connecting plate 28 has a plurality of communicatk>n holes 32 (three holes 32 in this 
example), which are spaced apart from each other by a predetermined distance in the longitudinal direction 
of the plate 28, as shown in Fig. 5. These communication holes 32 communicate with an external space. The 

30 spacer plate 30 has a plurality of rectangular windows 36 (three windows 36 in this example) formed there- 
through. The windows 36 are spaced apart from each other by a predetermined distance in the longitudinal 
direction of the spacer place 30. The spacer plate 30 is superposed on the connecting plate 28 such that the 
windows 36 are held in communication with the respective communication holes 32 of the connecting plate 
28. While only one communication hole 32 is provided for each of the windows 36, a desired number of com- 

35 munication holes 32 may be provided for each window 36, depending upon the application of the piezoelec- 
tric/electrostrictive film element 20. The closure plate 26 Is superposed on one of the opposite major surfaces 
of the spacer plate 30 remote from the connecting plate 28, so as to cover or close the windows 36 of the spacer 
plate 30. In this arrangement, pressure chambers 38 are formed within the diaphragm structure 22 such that 
the pressure chambers 38 are held in communication with the space outside the structure 22, through the re- 

40 spective communication holes 32. 

As described above, the diaphragm structure 22 is formed as an integral sintered body made principally 
of zirconia. To produce the diaphragm structure 22, green sheets are initially formed by a generally used ma- 
chine such as a doctor blade machine, reverse roll coater or screen printing machine, using slurries or pastes 
that are prepared from suitable zirconia materials, a binder and a solvent, for example. Then, the green sheets 

45 are subjected to cutting, machining, punching or other process as needed, so as to form the windows 36 and 
the communication holes 32 and thus provide precursors which give the respective plates 26, 28, 30. Then, 
these precursors are laminated on each other, and fired into the integral diaphragm structure 22. 

The piezoelectric/electrostrictive units 24 are formed on the outer surface of the closure plate 26 of the 
diaphragm structure 22, such that the units 24 are aligned with the respective pressure chambers 38, as viewed 

50 in the plane parallel to the outer surface of the closure plate 26. Each of the piezoeiectric/electrostrictive units 
24 includes a lower electrode 40, a piezoelectric/electrostrictive layer 42 and an upper electrode 44, which 
are formed in lamination in the order of description on the closure plate 26 by a suitable film-forming method. 
For the piezoelectric/electrostrictive units 24, it is particularly preferable to employ a piezoelectric/electrostrio- 
tive element as proposed in European Patent Application 92306517.1, which corresponds to JP-A-5-29675. 

55 The upper and lower electrode films 44, 40 and the piezoelectric/electrostrictive layer 42 of each piezo- 

electric/electrostrictive unit 24 are formed on the outer surface of the closure plate 26 of the diaphragm struc- 
ture 22 as an integral sintered body, by any one of various known methods including thick-film forming methods 
such as screen printing, spraying, dipping and coating, and thin-film forming methods such as k>n-beam meth- 
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od, sputtering, vacuum vapor deposition, ion plating, CVD and plating. The materials used for forming the elec- 
trode films 40, 44 and piezoelectric/electrostrictrve layer 42 may be suitably selected from various known ma- 
terials and those materials as disclosed in the above-identified U.S. Patent Application. The thickness of the 
ptezoelectric/electrostrictive unit 24 consisting of the electrode films 40, 44 and the piezoelectric/electrostrio- 

5 th^e layer 42 is generally lOOfim or smaller. Generally, the thickness of each electrode film 40, 44 is 20^m or 
smaller, preferably 5)im or smaller. To assure a large amount of relative f lexural displacement of the diaphragm 
portion of the diaphragm structure 22, the thickness of the piezoelectric/electrostrictive layer 42 is preferably 
50^m or smaller, more preferably in the range of 3^m to 40^m. 

In the thus constructed piezoelectric/electrostrictive film element 20 wherein the piezoeiectric/electro- 

10 strictive units 24 are integrally formed on the diaphragm portion of the closure plate 26 of the zirconia dia- 
phragm structure 22. the diaphragm portion of the closure plate 28 undergoes oscillatbn or f lexural displace- 
ment due to the piezoelectric or electrostrictive effect of each piezoelectric/electrostrictive unit 24 upon ap- 
plication of a voltage thereto, whereby the pressure of a fluid within the pressure chambers 38 can be changed 
so as to effect flows or delivery of the fluid from the respective pressure chambers 38 as needed. 

IS As described above, the zirconia diaphragm structure constructed according to the present invention may 

be suitably used as a component of a piezoelectric/electrostrictive film element, and may also be used as a 
component of various other devices such as display devices, piezoelectric microphones, piezoelectric loud- 
speakers, sensors, oscillators, resonators, filters, and transformers. The construction of the piezoelectric/elec- 
trostricth^e film element Is not limited to the details of the film element 20 described above for illustrative pur- 

20 pose only, but may be changed or modified as needed. 

To further clarify the present invention, there will be described in detail some examples of diaphragm struc- 
tures that may be used for the piezoelectric/electrostrictive film element 20 shown in Figs. 4 and 5. it is to be 
understood that the present invention is not limited to the details of the following examples, but may be em- 
bodied with various changes, modifications and improvements, which may occur to those skilled in the art, 

25 without departing from the scope of the present invention. In the following descriptbn of the examples, parts 
and percentage representing the contents of various materials are based on weight, unless otherwise speci- 
fied. 

Initially, some specimens of zirconia materials were prepared to form some examples of the diaphragm 
structure 22 used for the piezoelectric/electrostrictive film element 20 shown in Figs. 4 and 5. Zirconia used 

30 for each specimen was partially stabilized by 3 mol% of yttria, and the specimens had respective average par- 
ticle sizes as indicated in TABLE 1 and TABL£ 2 below. The zirconia materials for the spacer and connecting 
plates 30, 28 contained source materials which give after firing thereof predetermined amounts of additional 
components (alumina, silica and magnesia) as indicated in TABLE 1 and TABLE 2, in addition to the partially 
stabilized zirconia. The alumina component was added by coprecipitating alumina and zirconia, and the silica 

35 component and the magnesia component were added by mbcing respective source materials in the form of 
quartz powder and magnesium cartx>nate (MgCOa) powder, with the partially stabilized zirconia to form respec- 
tive slurries, so that desired amounts of the additional components were contained in the fired spacer and con- 
necting plates 30, 18. The magnesium carbonate was added so that the content of MgO was controlled to the 
values as indicated in TABLE 1 and TABLE 2. 

40 Subsequently, green sheets having various thickness values were formed by an ordinary method, using 

the above-described specimens of the zirconia materials, and the green sheets thus formed were then sub- 
jected as needed to cutting, machining, punching and other process, so as to form the closure plate 26, con- 
necting plate 28 and spacer plate 30 used for forming the diaphragm structure 22 for the piezoelectric/elec- 
trostrictive film element 20 as shown in 
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55 Figs. 4 and 5. As binders for forming the green sheets, a polyvinyl butyral resin, a plastlcizer containing ester 
phthalate, and a dispersing agent cxDntaining sorbltan were added in a total amount of 13.4-18.5 parts per 100 
parts of the zirconia material. As solvents, toluene and Isopropyl alcohol were used in the proportion of 50:50 
(by volume). Each combination of the closure plate 26, spacer plate 30 and connecting plate 28 as shown in 
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TABLE 1 and TABLE 2 was used to form an integral green laminar structure, which was then fired at 1400''C 
to provide the intended diaphragm structure 22 having eight windows 36. The term "firing ratio" indicated in 
TABLE 1 and TABLE 2 means a value obtained by dividing the dimensions of the closure plate (26) before firing 
by the dimensions of the same after firing. 

5 Each of the thus obtained examples of the diaphragm structure 22 was tested so as to measure the amount 

of buckling, if any, at a portion of the closure plate 26 which closes one of the eight windows 36. The examples 
were also checked for cracking. The test result is indicated in TABLE 3 below, in which "LARGE". "MEDIUM" 
and "SMALL" respectively indicate the buckling amounts of at least SO^im (LARGE). 15nnrv50nm (MEDIUM), 
and 10fim-15^m (SMALL), while "VS-N" (VERY SMALL-NONE) represents the buckling amount of O-IOkuti. 

10 The specimens were checked for cracking at eight local diaphragm portions of the closure plate 26 which dose 
the respective eight windows 36. 
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* Comparative Examples 
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: The buckling was measured at the non-cracked diaphragm 
portion of the closure plate 26. 
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It will be apparent from the result of the above test that the addition of the source nnaterial(s) to give at 
least one of additional components, alumina (AI2O3), silica (SiO^) and magnesia (MgO) to the zirconia materials 
for the spacer plate 30 and the connecting plate 28 is effective to reduce the amount of buckling of the thin 
diaphragm portions of the diaphragm structure 22, or eliminate the buckling, and avoki cracking of the dia- 
phragm portions. Thus, the diaphragm structure 22 constructed according to the present invention exhibits 
high operating reliability at its diaphragm portions, and can be produced with high efficiency. 



Claims 

1 . A zirconia diaphragm structure comprising: 

a zirconia substrate (4. 30) having at least one window (6, 36) and containing 0.1-3.0% by weight 
of alumina, 0.1-3.0% by weight of silica. 0.1-5.0% by weight of alumina and silica. 0.1-5.0% by weight of 
alumina and magnesia, or 0.1-5.0% by weight of alumina, silica and magnesia; and 

a zirconia diaphragm plate (1 8, 26) formed integrally with said zirconia substrate so as to close each 
of said at least one window of said zirconia substrate, at an open end of said each window, said diaphragm 
plate including at least one diaphragm portion (1 0) which corresponds to said at least one window. 

2. A zirconia diaphragm structure according to claim 1, wherein said zirconia substrate and said zirconia 
diaphragm plate comprise partially stabilized zirconia as a major component. 

3. A zirconia diaphragm structure according to claim 1 or 2, wherein said zirconia substrate (4, 30) contains 
0.3-1 .0% by weight of alumina. 0.3-1 .0% by weight of silica, 0.3-2.0% by weight of alumina and silica, 0.5- 
3.0% by weight of alumina and magnesia, or 0.3-3.0% by weight of alumina, silica and magnesia. 

of alumina, silica and magnesia. 

4. Azirconia diaphragm structure comprising a zirconia substrate (4, 30) having at least one window (6, 36). 
and a zirconia diaphragm (8. 26) plate formed integrally with said zirconia substrate so as to close each 
of said at least one window at an open end of said each window, said zirconia diaphragm structure being 
produced by a method comprising the steps of: 

preparing a zirconia green substrate (14) having at least one window (16) and containing a source 
material which gh^es, afterfiring of said zirconia green substrate, 0.1-3.0% by weight of alumina, 0.1-3.0% 
by weight of silica, 0.1-5.0% by weight of alumina and silica, 0.1-5.0% by weight of alumina and magnesia, 
or 0.1-5.0% by weight of alumina, silica and magnesia; 

forming a zirconia green sheet (12) on said zirconia green substrate, to provide an integral green 
laminar structure In which said at least one window of said zirconia green substrate is closed by said zir- 
conia green sheet; and 

firing said integral green laminar structure into an integral sintered body in the form of said zirconia 
diaphragm structure (2, 22) wherein said zirconia diaphragm plate (8, 26) formed by firing of said zirconia 
green sheet (12) provides at least one diaphragm portion (10) which closes said at least one window (6, 
36) of said zirconia substrate (4, 30) formed by firing of said zirconia green substrate (14). 

5. Azirconia diaphragm structure according to claim 4, wherein said zirconia green sheet (12) and said zir- 
conia green substrate (14) are formed of a first and a second zirconia material, respectively, which com- 
prise partially stabilized zirconia or are partially stabilized after firing thereof. 

6. A method of producing a zirconia diaphragm structure (2. 22) comprising a zirconia substrate (4, 30) hav- 
ing at least one window (6, 36), and a zirconia diaphragm plate (8, 26) dosing each of said at least one 
window at an open end of said each window, said method comprising the steps of: 

preparing a zirconia green substrate (14) having at least one window (16) and containing a source 
material which gives, afterfiring of the green substrate, 0.1-3.0% by weight of alumina. 0.1-3.0% by weight 
of silica, 0.1-5.0% by weight of alumina and silica. 0.1-5.0% by weight of alumina and magnesia, or 0.1- 
5.0% by weight of alumina, silica and magnesia; 

preparing a zirconia green sheet (12); 

laminating said zirconia green sheet on said zirconia green substrate, to provide an integral green 
laminar structure in which said at least one window of said zirconia green substrate is closed by said zir- 
conia green sheet; and 

firing said integral green laminar structure into an integral sintered body in the form of said zirconia 
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diaphragm structure (2, 22) wherein said zirconia diaphragm plate formed by firing said zirconia green 
sheet provides at least one diaphragm portion (1 0) which closes said at least one window of said zirconia 
substrate formed by firing said zirconia green substrate. 

7. A method of producing a zirconia diaphragm structure according to claim 6, wherein said zirconia green 
sheet and said zirconia green substrate are formed of a first and a second zirconia material, respectively, 
which comprise partially stabilized zirconia or are partially stabilized after firing thereof. 

8. A method of producing a zirconia diaphragm structure according to claim 6 or 7 wherein said first zirconia 
material for said zirconia green sheet has an average particle size which is smaller than that of said second 
zirconia material for said zirconia green substrate. 

9. A method of producing a zirconia diaphragm structure according to claim 8, wherein said first zirconia 
material for said zirconia green sheet has an average particle size of 0.05-0.5^m, and wherein said second 
zirconia material for said zirconia green substrate has an average particle size of 0.1-1.0^m. 

10. A method of producing a zirconia diaphragm structure according to any one of claims 6-9 wherein said 
zirconia green sheet has a thickness determined so that said at least one diaphragm portion has a thick- 
ness of not larger than SO^m. 

11. A method of producing a zirconia diaphragm structure according to any one of claims 6-1 0 , wherein said 
integral green laminar structure is fired at a temperature of 1 200-1 600**C. 

12. A piezoelectric/electrostrictive film element (20) comprising a zirconia diaphragm structure (22) and at 
least one piezoelectric/electrostrictive unit (24) formed on said zirconia diaphragm structure, said zirconia 
diaphragm structure including a zirconia substrate (30) having at least one window (36), and a zirconia 
diaphragm plate (26) formed integrally with said zirconia substrate so as to close each of said at least 
one window at an open end of said each window, each of said at least one piezoelectric/electrostrictive 
unit including a lower and an upper electrode (40. 44) and a piezoelectric/ electrostrictlve layer (42) in- 
terposed between said lower and upper electrodes, said piezoelectric/electrostrictive element being pro- 
duced by a method comprising the steps of: 

preparing a zirconia green substrate having at least one window and containing a source material 
which gives, after firing of said zirconia green substrate, 0.1-3.0% by weight of alumina, 0.1-3.0% by 
weight of silica, 0.1-5.0% by weight of alumina and silica, 0.1-5.0% by weight of alumina and magnesia, 
or 0.1-5.0% by weight of alumina, silica and magnesia; 

forming a zirconia green sheet on said zirconia green substrate, to provide an integral green laminar 
structure in which said at least one window of said zirconia green substrate is closed by said zirconia green 
sheet; 

firing said integral green laminar structure into an integral sintered body in the form of said zirconia 
diaphragm structure (22) wherein said zirconia diaphragm plate (26) formed by firing of said zirconia green 
sheet provides at least one diaphragm portion which closes said at least one window (36) of said zirconia 
substrate (30) formed by firing of said zirconia green substrate; and 

forming, by a film-forming method, said at least one piezoelectric/electrostrictive unit (24) on an 
outer surface of each of said at least one diaphragm portion of said zirconia diaphragm plate of said zir- 
conia diaphragm structure. 

13. A piezoelectric/electrostrictive film element according to claim 1 2, wherein said zirconia green sheet and 
said zirconia green substrate are formed of a first and a second zirconia material, respectively, which com- 
prise partially stabilized zirconia or are partially stabilized after firing thereof. 

14. A piezoelectric/electrostrictive film element (20) comprising a zirconia diaphragm structure (229 and at 
least one piezoelectric/electrostrictive unit (24) formed on said zirconia diaphragm structure, said zirconia 
diaphragm structure being according to any one of claims 1 to 5. 
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